Fig. S1
IR Spectrum (in CH 3 CN) of [Fe(C 6 H 5 N 2 O)(CO)(MeCN) 3 ][PF 6 ]. S3
Table S1
Comparison of the catalytic performance of the hydrolytic oxidation of triethylsilane based on iron complex and other catalysts.
S5
Table S2 Sample and crystal data. S7 Table S3 Data collection and structure refinement. S8 Table S4 Atomic coordinates and equivalent isotropic atomic displacement parameters (Å 2 ).
S9

Table S5
Bond lengths (Å). S10 Table S6 Bond angles (°). S11 Table S7 Anisotropic atomic displacement parameters (Å 2 ). S12 Table S8 Hydrogen atomic coordinates and isotropic atomic displacement parameters (Å 2 ).
S13
Table S9 Hydrogen bond distances (Å) and angles (°). S13
Electronic Supplementary Material (ESI) for ChemComm. This journal is © The Royal Society of Chemistry 2014
S2
Experimental
General
Syntheses were performed under nitrogen using standard Schlenk line techniques.
Glassware was oven-dried for 3 hours at 150 °C prior to use. CD 3 CN, CDCl 3 , and D 2 O were purchased from Cambridge Isotope Laboratory Inc. All other chemicals were obtained from Aldrich, Alfa Aesar, or Comac, and were used as received. NMR ( 1 H and 13 C) spectra were recorded with a Bruker AC 300 Fourier transform spectrometer at room temperature. The chemical shifts () were internally referenced to the residual solvent signals relative to tetramethylsilane. IR spectra were collected with liquid samples in a cell with CaF 2 windows and 0.1 mm path length, with a Shimadzu IR Prestige-21 spectrometer. Elemental analyses for carbon, hydrogen, and nitrogen were performed on an Elementar Vario Micro Cube elemental analyzer while iron concentration was determined by ICP analysis using a Perkin-Elmer Dualview Optima 5300 DV ICP-OES system at the Department of Chemistry, National University of Singapore. ESI mass spectra were measured using a Finnigan LCQ spectrometer.
Hydrogen gas was detected using a Balzer Prisma QMS 200 residual mass analyzer and calibrated with known concentrations of pure hydrogen gas. The organic product yields were calculated from the 1 H NMR spectra using reagent grade toluene or n-hexane as internal standard. 
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Typical Procedure for Catalytic Reactions
Organosilane (2 mmol, 1 equiv) was added into a tetrahydrofuran (2 mL) solution containing the catalyst (0.2 mol) and excess water (20 mmol). The reaction mixture was stirred under ambient conditions and evolution of gas was observed. Hydrogen gas was detected by sampling the headspace above the catalytic mixture throughout the reaction. A calibration curve using a known amount of pure hydrogen gas was used for the yield measurement. The yields of organosilanols were determined by 1 H NMR using reagent grade toluene or n-hexane as internal standard.
Product Identification
The generated gas in the oxidation reaction of organosilanes was identified to be dihydrogen gas by MS. The organosilanol products were identified by NMR through the VENTURE PHOTON Diffractometer, using Mo Kα radiation at 100(2) K with the SMART suite of programs. 10 Data were processed and corrected for Lorentz and polarization effects with SAINT 11 and for absorption effects with SADABS. 12 Structural solution and refinement were carried out with the SHELXTL suite of programs. 13 The structures were solved by direct methods to locate the heavy atoms, followed by difference maps for the light, non-hydrogen S6 atoms. All hydrogen atoms were placed in calculated positions. All non-hydrogen atoms were generally given anisotropic displacement parameters in the final model. The crystal structure report and a summary of the most important crystallographic data are provided in this Supporting Information.
Crystal Structure Report
A orange needle-like specimen of C 15 H 19 F 6 FeN 5 O 2.50 P, approximate dimensions 0.048 mm  0.066 mm  0.178 mm, was used for the X-ray crystallographic analysis. The X-ray intensity data were measured.
The total exposure time was 6.46 hours. The frames were integrated with the Bruker SAINT software package using a narrow-frame algorithm. The integration of the data using a monoclinic unit cell yielded a total of 40849 reflections to a maximum θ angle of 27.50° The largest peak in the final difference electron density synthesis was 1.064 e -/Å 3 and the largest hole was -1.497 e -/Å 3 with an RMS deviation of 0.121 e -/Å 3 . On the basis of the final model, the calculated density was 1.608 g/cm 3 and F(000), 1036 e -. Table S4 . Atomic coordinates and equivalent isotropic atomic displacement parameters (Å 2 ).U(eq) is defined as one third of the trace of the orthogonalized U ij tensor. 
